Uv-vis spectra of porphyrins and their Mn(III) complexes
The uv/vis spectra were recorded in water at room temperature on a UV-2501PC Shimadzu spectrophotometer with 0.5 nm resolution using a 1 cm quartz cuvette. Figure S1 . Uv/vis spectra of H 2 TnHexOE-2-PyP 4+ and its Mn(III) complex. Figure S2 . Uv/vis spectra of H 2 TE-2-PyPhP 4+ and its Mn(III) complex. Figure S3 . Uv/vis spectra of H 2 TPhE-2-PyP 4+ and its Mn(III) complex. Figure S4 . ESI-MS spectra of new porphyrins (H 2 TnHexOE-2-PyP 4+ , H 2 TE-2-PyPhP 4+ , and H 2 TPhE-2-PyP 4+ ) and their Mn(III) complexes (MnTnHexOE-2-PyP 5+ , MnTE-2-PyPhP 5+ , and MnTPhE-2-PyP 5+ ). ~1 µM sample solution in 1 : 1 v/v acetonitrile : H 2 O (containing 0.01% v/v heptafluorobutyric acid (HFBA)) mixture was applied. For peak assignments see ] plot, which slope is the second-order rate constant for the reaction of peroxynitrite with MnTPhE-2-PyP 5+ , k red (ONOO -). The k red (ONOO -) value is given in the Table 4 in the manuscript. Figure S8 . UV-Vis absorption spectra after mixing MnTPhE-2-PyP 5+ with peroxynitrite. Final concentrations: MnTPhE-2-PyP 5+ 1 μM, peroxynitrite 10 μM in phosphate buffer (0.05 M, pH 7.3, with 0.1 mM DTPA) at 37 °C. Spectra were collected every 2 ms after mixing, from 0 to 28 ms. The arrows indicate the direction of the absorbance change over time. ). At any given day of experiments, MnTE-2-PyP 5+ was always tested along with new compounds to adjust for the fluctuations in methodology (for additional details see [S1] .
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2) MnTPhE-2-PyP 5+ and MnTnHexOE-2-PyP 5+ Figure S13 . Figure S12 for the approach to the calculations of k cat (O 2 .- ). 
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